A liphatic alcohols react w ith dichlorosulfanes, S"C12 (n = 1 , 2), to give bis-alkoxy-sulfanes, (R O )2S" [2 -4 ], T he likely interm ediates ROSC1 1 and ROSSC1 2, respectively, have never been iso lated o r detected. It is obvious th a t 1 and 2 would be very valuable reagents for the in troduction o f alkoxysulfenyl gro u p s into organic com pounds. We have extensively studied the reactions o f eight aliphatic alcohols w ith SC12, S2C12, and S7C12 which provide evidence for the form ation o f 87 new bis-alkoxy-sulfanes with up to 18 sulfur atom s [5, 6 ], H ere, we rep o rt the p rep aratio n o f a com p ound o f type 2 from a precursor (R = z'-Pr) (R O )2S2 (3), an d SC12 in CHC13 at 0 °C:
NOTIZEN

Synthesis o f Isopropoxy-C hloro-D isulfane (ROSSC1) and its R eaction with
A liphatic alcohols react w ith dichlorosulfanes, S"C12 (n = 1 , 2), to give bis-alkoxy-sulfanes, (R O )2S" [2 -4 ], T he likely interm ediates ROSC1 1 and ROSSC1 2, respectively, have never been iso lated o r detected. It is obvious th a t 1 and 2 would be very valuable reagents for the in troduction o f alkoxysulfenyl gro u p s into organic com pounds. We have extensively studied the reactions o f eight aliphatic alcohols w ith SC12, S2C12, and S7C12 which provide evidence for the form ation o f 87 new bis-alkoxy-sulfanes with up to 18 sulfur atom s [5, 6 ], H ere, we rep o rt the p rep aratio n o f a com p ound o f type 2 from a precursor (R = z'-Pr) (R O )2S2 (3), an d SC12 in CHC13 at 0 °C:
Since 1 rapidly decom poses according to eq u a tion (2 ), reactio n ( 1 ) proceeds quantitatively to the right [7] ,
F o r reasons o f a convenient 'H N M R analysis we have used R = isopropyl but the above reac tions also hold for R = m ethyl and stearyl.
* R ep rin t requests to Prof. Dr. R. Steudel.
Verlag der Zeitschrift für Naturforschung. D-7400 Tübingen 0932 -0776/90/0400 -0557/$ 01.00/0 A typical experim ental procedure is as follows; To 3 (18.23 g) dissolved in dry C H C l, (100 ml) is added dropw ise but rapidly ( 1 0 m in) freshly dis tilled SC12 (4 ml) dissolved in CHC13 ( 6 ml) at -5 0 °C with exclusion o f light. A fter stirring for 1 h the tem perature is allow ed to rise to 0 C re sulting in a color change from orange (SC12) to yel low (2 and S2C12). D istillation at 0 --25 C with a continuous reduction o f pressure to finally 0 . 0 1 m bar provided five fractions containing 1. CHC13 + C 3 H 7 C1; 2. C H C I3 + S2C12; 3. S2C12 + 2 + 4 ; 4. 2; 5. 2 + 3. The sulfur analysis o f fraction 4 (6.5 g) corresponded to the value cal culated for 2 .
In the case o f R = isopropyl, 2 was obtained as a deep-yellow liquid w hich slowly decom poses at 20 °C (very slowly even at -7 8 3 C) according to eq-( 3 ) :
The El m ass spectrum o f 2 (70 eV) showed a large peak for the m olecular ion (M +) and the dom inating fragm ent peaks for M + -Cl and M + -C 3 H 6 [8 ] , The latter ion m ay have either the structure HOSSC1 or. after, rearrangem ent. HS(0)SC1. The 'H N M R spectrum o f 2 in C D C l3 exhibits the expected septet at 4.27 (1 H) and d o u b let at 1.34 ppm (6 H) o f the isopropyl group; no signals due to 1 or 3 were detected b ut traces o f 4 were present as a result o f reaction (3) taking place during distillation. The R am an spectrum o f 2, m easured at -2 0 °C, is dom inated by the very strong SCI stretching v ibration [9] . C om parison w ith related co m pounds is m ade in T able I (R = isopropyl).
Since v(SS) o f 2 is found halfw ay betw een v(SS) o f 3 and o f S2C12, it can be concluded th a t 2 has the proposed disulfane stru ctu re rath er th an the iso meric branched chain stru ctu re R O -S ( S ) -C l in analogy to F 2S = S and C12S = S. The tw o latter molecules show v(SS) near 700 cm -1. 435/448 543 -S2C12 reacts w ith titanocene pentasulfide (C 5 H 5 )2TiS5 (5) to give S7 [11] . In an analogous reaction 2 is rapidly tran sfo rm ed by 5 to the nonasulfane 6 :
6
This reaction takes place in C S2; it was followed by reversed-phase H P L C and proceeds at 20 C stoichiom etrically. The H P L C analysis o f bisalkoxy-sulfanes has been repo rted before and has show n the retention tim e to be a linear function of the sulfur chain length [6 , 1 2 ]. 6 was obtained in 90% purity and form s an orange oil the m ass spec trum o f which exhibited no m olecular ion but the characteristic fragm ents R O S7 , S7 , and R O S2 [13] . In the 'H N M R spectrum o f 6 tw o signals at 4.20 (1 H, septet) and 1.33 ppm (6 H, d oublet) were o b served (in C D C I3). T he R am an spectrum o f liquid 6 at -8 0 °C exhibits the SO stretching vib ration at 724 and SS stretching vibratio n s a t 425, 442, 472, and 492 cm -1. This is the first p rep a ra tio n o f an al m ost pure bis-alkoxy-sulfane with m ore th a n two sulfur atom s. 6 is very soluble in C S2, less so in C H X 1 2 and poorly soluble in «-pentane.
At 20 C neat 6 slowly decom poses w ith fo rm a tion o f 3 and other hom ologous sulfanes (R O )2S" with n up to at least 18. A ccording to the H PL C analysis [6 ] , the form ation o f (R O )2S 16 seems to be a preferred route:
A ttem pts to obtain crystalline derivatives (R O )2S9 by variation o f R have failed so far. H ow ever, a cyclic organic nonasulfane R -S 9-R has re cently been isolated and characterized by X -ray diffraction on single crystals [14] .
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